Experimental
methanol. Elemental analyses were obtained from a Thermo FlashEA 1112 series CHNSO elemental analyser. Dynamic light scattering (DLS) measurements were performed using a Malvern Zetasizer Nano ZS instrument (laser wavelength; 630 nm), ran at 25 °C. The zaverage diameters (D z ) and polydispersity indices (PdI) of the samples were calculated by the Zetasizer software using the cumulants analysis method, the number average diameters D n values are calculated from the D z values by the Zetasizer software. Scheme S1 Synthesis of G 2 dendron initiator via AB 2 brancher S4, (14.03 g, 38.3 mmol) was added to a 2-neck round bottom flask, which was equipped with magnetic stirring, condenser and a N 2 inlet. Anhydrous toluene (100 mL) was added and the reaction was heated to 60 °C. The AB 2 brancher, S5, (3.627 g, 19.2 mmol) was dissolved in anhydrous toluene (5 mL) was added dropwise. After 18 hours the reaction was stopped, the toluene removed in vacuo, the crude mixture was dissolved in dichloromethane (100 mL) and washed with water (3 x 100 mL). 
G2 dendron initiator synthesis
H
Dialysis of G 2 -p(HPMA 50 -co-EGDMA 0.8 ) polymeric material
The polymer was dissolved in either 2-proponal or methanol and transferred to the appropriate dialysis tubing with molecular weight cut off of 100 or 300 kg mol -1 and dialysed against 2-propanol or methanol for 3 days. Every 24 hours the dialysis reservoir solvent was collected and concentrated in vacuo. The resulting internal and external polymeric material collected from the dialysis was analysed by size exclusion chromatography.
Aqueous nanoparticle formation
Polymers were dissolved in THF (5 mg mL -1 ) and different volumes of these polymer THF solutions were mixed at the desired ratios, resulting in a total volume of 1 mL and concentrations of 5 mg mL -1 , before fast addition to a vial of water (5 mL) stirring at ambient temperature. The solvent was allowed to evaporate overnight in a fume cupboard to give a final concentration of 1 mg/mL polymer in water.
Number of particles calculations (Table S1 ) To calculate the number of particles per volume of water formed the following equation was used;
Where N p is the number of particles cm -1 , τ is the solids content (g cm -3 ), ρ is the density of the particles (g cm -3 ) and D is the particle diameter (cm). In our calculations we assume that the density of the particles is the same for each nanoparticle sample and use a value of 1.07 g mL -1 (density of the HPMA monomer), and use the D n as determined by DLS as the particle diameter. 
